S1
All reactions which are sensitive to air or moisture were performed under dry nitrogen using standard Schlenk techniques. All solvents were purified prior to use. All chemicals were purchased from Acros Organics, Sigma Aldrich or Alfa Aesar. NMR spectra were recorded on a Bruker AV 300 spectrometer at 300 MHz ( . Chemical shifts were reported in ppm down field using tetramethylsilane as an internal standard. IR spectra were measured on a Bruker Vector 22 FT-IR spectrometer in an ATR mode. Mass spectra were measured using electronspray ionization on a Bruker Micro-TOF-Q.
Unsubstituted vinylcyclopropanes [1] (VCPs), Imines [2] and the employed ligand [3] were synthesized according to literature known procedures.
S3
chromatography on silica gel (8:1 petroleum ether/ethyl acetate) and semi-preparative HPLC (8:1 petroleum ether/ethyl acetate) as a colourless oil (1.4 mmol, 13 %).
1
H NMR (300 MHz, CDCl 3 ) 5.96 (ddd, J = 10. 4, 8.2, 7.2 Hz, 1H), 5.23 (ddt, J = 15.3, 7.7, 1.5 Hz, 1H), 2.65 (dd, J = 16.7, 8.4 Hz, 1H), 2.17 -2.07 (m, 2H), 2.01 (dd, J = 9.1, 6.1 Hz, 1H), 1.77 (dd, J = 8.4, 6.1 Hz, 1H), 1.46 -1.27 (m, 4H) , 0.90 (t, J = 7.1 Hz, 3H) ppm.
13
C NMR (75 MHz, CDCl 3 ) 140. 5, 121.2, 115.3, 113.6, 33.3, 32.3, 30.9, 23.6, 22.1, 13.8, 5.6 
Methyl (E)-3-(2,2-dicyanocyclopropyl)acrylate
The product was synthesized using in-situ generated Grubbs-Hoeyda 2 nd generation catalyst. 1, 161.8, 144.4, 137.2, 135.3, 130.7 (d, J = 3.4 Hz), 129.5, 129.1 (d, J = 8.7 Hz), 127.7, 120.2, 116.3, 116.1, 115.1, 111.8, 71.0, 62.0, 40.8, 21.6 
2-(4-Methoxyphenyl)-1-tosyl-5-vinylpyrrolidine-3,3-dicarbonitrile 4
The product was obtained following GPII, using VCP 1 (0.4 mmol, 1 equiv.) and the corresponding imine (0.5 mmol, 1.25 equiv.) after column chromatography (petroleum ether/diethyl ether 1:1) as a white solid (0.26 mmol, 65 %). Diastereomers (d.r.: 1.14:1) were separated via semi-preparative HPLC (petroleum ether/diethyl ether 1:1). 144.7, 135.3, 134.1, 129.8, 128.9, 127.9, 126.4, 119.8, 114.2, 113.7, 112.0, 70.5, 61.4, 55.4, 40.4, 40.2, 21.6 (dd, J = 13.7, 9.4 Hz, 1H), 2.57 (d, J = 13.7 Hz, 1H), 2.41 (s, 3H) ppm.
13
C NMR (126 MHz, CDCl 3 ) 160.6, 144.1, 137.3, 135.8, 129.4, 128.5, 127.7, 126.6, 119.8, 115.4, 114.4, 112.0, 71.4, 61.8, 55.4, S6 40.8, 39.5, 21.6 2-(4-(Dimethylamino)phenyl)-1-tosyl-5-vinylpyrrolidine-3,3-dicarbonitrile 5
The product was obtained following GPII, using VCP 1 (0. 25, 144.43, 135.54, 134.36, 129.71, 128.47, 127.94, 121.21, 119.54, 113.90, 112.17, 111.92, 70.86, 61.28, 40.53, 40.23, 29.70, 21.62 12, 143.76, 137.40, 136.18, 129.69, 129.30, 128.11, 127.76, 121.31, 119.39, 115.61, 112.17, 111.94, 71.81, 61.73, 40.91, 40.19, 39.64, 21. 421.1708.
S7
The product was obtained following GPII, using VCP 1 (0. 145. 13, 144.45, 137.17, 135.25, 135.11, 133.89, 133.70, 133.44, 132.25, 132.13, 129.96, 129.53, 129.21, 128.79, 127.94, 127.70, 124.36, 124.29, 120.27, 119.98, 115.06, 113.33, 111.77, 111.73, 71.03, 70.27, 62.01, 61.54, 40.78, 40.34, 40.18, 39.18, 21.66, 21.62 
2-(3-bromophenyl)-1-tosyl-5-vinylpyrrolidine-3,3-dicarbonitrile 7
The product was obtained following GPII, using VCP 1 (0.4 mmol, 1 equiv.) and the corresponding imine (0.5 mmol, 1.25 equiv.) after column chromatography (petroleum ether/ethyl acetate 3. 
2-(3-chlorophenyl)-1-tosyl-5-vinylpyrrolidine-3,3-dicarbonitrile 8
The product was obtained following GPII, using VCP 1 (0. 136.59, 136.33, 135.65, 135.10, 135.01, 134.99, 133.82, 130.38, 130.21, 130.19, 129.94, 129.56, 127.89, 127.68, 127.61, 127.14, 126.00, 125.82, 120.13, 119.96, 115.00, 113.32, 111.70, 111.64, 70.91, 70.11, 62.04, 61.60, 41.00, 40.41, 40.25, 39.19, 21.64, 21.60 2-Phenyl-1-tosyl-5-vinylpyrrolidine-3,3-dicarbonitrile 9 [1] The product was obtained following GPII, using VCP 1 (0. 8, 135.2, 134.5, 134.0, 130.0, 129.9, 128.9, 127.9, 127.6, 119.9, 113.6, 111.8, 70.8, 61.6, 40.4, 40.3, 21 .6 ppm. 2, 137.3, 135.7, 134.8, 129.9, 129.5, 129.0, 127.7, 127.2, 119.9, 115.3, 111.8, 71.7, 62.0, 40.9, 39.3, 21 .6 ppm.
S10

2-(Furan-2-yl)-1-tosyl-5-vinylpyrrolidine-3,3-dicarbonitrile 10
The product was obtained following GPII, using VCP 1 (0. 
2-((E)-Styryl)-1-tosyl-5-vinylpyrrolidine-3,3-dicarbonitrile 11
The product was obtained following GPII, using VCP 1 (0.4 mmol, 1 equiv.) and the corresponding imine (0. 8, 137.5, 135.8, 134.8, 134.7, 129.9, 129.1, 128.7, 128.0, 127.2, 121.6, 119.6, 113.3, 112.2, 68.5, 61.2, 40.6, 38.7, 21.6 ppm. IR ( 3, 138.7, 136.8, 135.9, 134.5, 129.5, 129.3, 128.7, 128.1, 127.3, 119.5, 119.2, 114.4, 112.3, 69.8, 60.5, 41.5, 38.6, 21.5 4, 138.8, 135.2, 134.9, 129.2, 129.5, 128. 9, 127.8, 127.6, 121.6, 114.0, 111.9, 70.1, 57.4, 40.8, 39.9, 25.9, 21.6, 18.4 9, 138.3, 138.3, 135.4, 129.9, 129.3, 129.1, 127.4, 127.0, 122.1, 115.5, 112.1, 71.6, 56.7, 40.8, 39.5, 25.7, 21.6, 17.9 
S13
Methyl (E)-3-(4,4-dicyano-5-phenyl-1-tosylpyrrolidin-2-yl)acrylate 13
The product was obtained following GPII, using Methyl (E)-3-(2,2-dicyanocyclopropyl)acrylate (0.4 mmol, 1 equiv.) and the corresponding imine (0.5 mmol, 1.25 equiv.) after column chromatography (petroleum ether/ethyl acetate 3.5:1) as a white solid (0.048 mmol, 12 %). Diastereomers (d.r.:
1.25:1) were separated via semi-preparative HPLC (petroleum ether/ethyl acetate 2:1). 165.6, 145.3, 143.2, 133.9, 133.4, 130.2, 130.1, 129.1, 128.0, 127.5, 125.1, 113.3, 111.4, 70.9, 59.6, 52.1, 40.4, 39.9, 29.7, 21.7 2H), 3H), 5H), 6.78 (dd, J = 15.5, 9.6 Hz, 1H), 6.04 (dd, J = 15.5, 0.6 Hz, 1H), 5.65 (s, 1H), 4.93 (ddd, J = 9.5, 1.7, 1.1 Hz, 1H), 3.73 (s, 3H), 3.05 (dd, J = 13.9, 9.5 Hz, 1H), 2.63 (ddd, J = 13.9, 1.6, 0.8 Hz, 1H), 2.41 (s, 3H) ppm.
C NMR
(63 MHz, CDCl 3 ) 165. 1, 144.6, 143.2, 136.6, 134.2, 130.1, 129.7, 129.60, 129.1, 127.8, 127.7, 127.1, 125.06, 114.9, 111.4, 71.8, 65.9, 59.5, 52.0, 40.3, 39.4, 21.6 
5-(hex-1-en-1-yl)-2-phenyl-1-tosylpyrrolidine-3,3-dicarbonitrile 14
The product was obtained following GPII, using (E)-2-(hex-1-en-1-yl)cyclopropane-1,1-dicarbonitrile (0.4 mmol, 1 equiv.) and the corresponding imine (0. 1, 137.2, 137.2, 135.3, 134.8, 134.7, 129.9, 129.9, 129.7, 129.3, 129.0, 128.9, 127.9, 127.7, 127.6, 127.0, 126.7, 126.4, 115.5, 113.9, 112.0, 71.8, 70.5, 61.6, 61.4, 40.9, 40.8, 40.1, 39.3, 31.9, 31.5, 30.9, 30.4, 22.2, 22.2, 21.6, 21.5, 14.0, 13.9 
1-(Methylsulfonyl)-2-phenyl-5-vinylpyrrolidine-3,3-dicarbonitrile 15
2-Phenyl-5-vinyl-1-(vinylsulfonyl)pyrrolidine-3,3-dicarbonitrile 16
The product was obtained following GPII, using VCP 1 (0.4 mmol, 1 equiv.) and the corresponding imine (0.8 mmol, 2 equiv.) after column chromatography (petroleum ether/ethyl acetate 3.5:1) as a white solid (0.26 mmol, 65 %). Diastereomers (d.r.: 1.03:1) were separated via semi-preparative HPLC (petroleum ether/ethyl acetate 3.5:1). 1, 135.2, 134.6, 130.1, 129.2, 127.8, 126.9, 121.7, 115.5, 111.6, 70.8, 62.0, 40.1, 39.5 
